Of special value are tandem synthetic strategies that are atom-economical, 8 generally more efficient and less time-consuming than linear multistep ones. Earlier, we reported a practically simple and streamlined entry into dibenzo [b,f] [1, 4] oxazepin-11(10H)-ones 7 and their 9-aza analogs (8) via condensation of o-chloronitro derivatives of benzene and pyridine (9 and 10, respectively) with secondary salicylamides 11 under basic conditions. 9 The reaction proceeded, as anticipated, via a denitrocyclization 10 step but was accompanied by unexpected (though not unprecedented 11 ) Smiles rearrangement of the initial diaryl ether adduct 12. Encouraged by this finding, we became curious if NH-acidic azoles such as pyrazole could be effective participants in a similar tandem process in lieu of the secondary amide functionality. This would lead to the formation of a rare pyrazoleincluding framework 13 (Scheme 1 13 Herein, we would like to report on a successful realization of a new synthetic strategy toward 13. The starting 2-(1H-pyrazol-5-yl)phenols 14a-e were prepared via a Claisen condensation of ohydroxyacetophenones 15 with aliphatic esters 16 followed by treatment of the isolated sodium phenolates 17a-e with hydrazine hydrate (Scheme 2). Both steps involved only filtration as the means of solid product isolation and provided good to excellent yields of the desired material (Table 1) . Scheme 2. Preparation of 2-(1H-pyrazol-5-yl)phenols 14a-c. H NMR analyses of the crude reaction mixtures confirmed the disappearance of the characteristic broad singlets corresponding to both the pyrazole moiety (N-H δ 13.55…12.70 ppm) and the phenol functionality (O-H δ 11.40…10.03 ppm), clearly indicating that the former participated in the reaction. Additionally, the 1 H NMR signals corresponding to the aromatic portions of 14 and 18 exhibited pronounced (~0.3 ppm) downfield and upfield shifts, respectively. This, according to our previous denitrocyclization experience, 9 strongly attested to the formation of hitherto not described tetracyclic compounds 19a-o (Scheme 3). The isolated yield of compounds 19a-o were good to excellent ( 9 In both cases regioisomer A would be formed in contrast to regioisomer B that might result from two sequential nucleophilic displacements (of the chlorine atom and the nitro group), not accompanied by the Smiles rearrangement (path c), a possibility that also should be considered. Unfortunately, correlational NMR spectroscopy (NOESY, HSQC, HMBC) provided insufficient information for an unequivocal regiochemistry assignment of products 19a-o and thus for distinguishing between the reaction paths b and c. To our relief, we were able to obtain a single-crystal Xray structure of a representative compound, 19h ( Figure 2 ).
14 It clearly showed the compound's belonging to the isomeric series A and thus confirmed that the compounds 19 formed as a result of tandem aromatic nucleophilic substitution -Smiles rearrangement -denitrocyclization. In summary, we have developed a streamlined synthetic methodology toward hitherto not described ,4] oxazepines from readily available precursors. The compounds were obtained in high yields as a single regioisomer as a result of three chemical events occurring in tandem. This represents a remarkable example of atom economy and efficiency in constructing polycyclic heterocycles. Similar strategies involving other potentially nucleophilic azoles are being investigated in our laboratories and will be reported in due course. All reactions were run in oven-dried glassware in atmosphere of nitrogen. Melting points were measured with a Buchi В-520 melting point apparatus and were not corrected. Analytical thin-layer chromatography was carried out on Silufol UV-254 silica gel plates Methyl-1H-pyrazol-5-yl)phenol (14b) 
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